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Chemical Transformations of Dialkoxy Titenium s/062/60/000/07/04/007 
Oxides B015/B054 
(n-C,H,0),T10 + CL,SiR, —> (n-C,H,0),TACL, + [osia,| A similar reaction 


takes place by the action of tetra-n-propory silane on the compound 

eonn o2ne —> €1,T1i(0Cc *n- 
C1, T40 an-C HOH, namely Cl,Ti0¢2n 0 ,H08 + (C,H0) 454 Cl, () 347)o n 
C,H,0H + n-C, 80H + [oss(oc,#,-n),| x By the linkage of dimethyl di-n- 


37 . 
propoxy silane with di-n-propoxy titanium oxide, the following compounds 


were obtained: sa cH 
-0-Si- d Ti-0-Si-0-T . 
(C,H0) Ti re) reas an ; (C,H,0); 0 34 0 1(0C,H), 
OCH, CH, 
There are @ references: 7 Soviet and 1 British. 
ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk 


SSSR (Institute of Elemental-organic Com ounds of the 
Academy of Sciences, USSR) 
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WESMEYANOV, A.N., akademik, SIDBEL'TSYN, D.¥., BERNAL, Dzhon (Bernal, J.) 
In wemory of Frédéric Joliot-Curie. Vop.ist.est.i tekh. no.9:18- 


27 '&, (MERA 13:7) 
(Joliot, Frédéric, 1900-1958) 
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46, 2W% 1218 5/062/60/000/009/013/021 
6.310D 12, ee hat /009/018/ 


AUTHORS: Nesmeyanov, A. Ne, Vinogradova, V. N., and Makarova, L. G. 
a ee ee 
Bias: 
TITLE: Production of Aromatic Selenium Compounds With Aryl 
Diazonium Boron Fluorides 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh 
nauk, 1960, No. 9, pp- 1710-1711 


TEXT: The authors report on the synthesis of aromatic selenium compounds 
with boron fluorides of aryl diazonium. In the introduction, methods of 
synthesis applied by Western authors (Refs. 2, 3 and 4) are mentioned. By 
decomposing boron fluorides of aryl diazonium with zinc dust in the 
presence of selenium tetrachloride, in acetone, diaryl selenides with the 
following aryla were obtained: phenyl-, para-, and orthotolyl, parachloro 
phenyl and paramethory phenyl. In the case of aryl phenyl a small amount 
of diaryl diselenide was obtained. The yields were not large. Only in the 
case of aryl phenyl the yield reached 35-40%. In other cases the yields 
were smaller. Diaryl selenides were separated by vacuum distillation and 
with vapor. They were identified by being passed over into bromides. 
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NESMEYANOV, A.M.; SREDLINA, R.Kh.; SEMENOV,N.A. 


Synthesis of dicraboxylic acide »z the type HOOC (CH) 0684 (CH2),CO0k. 
Izy. AN SSSR.Otd. khim. nauk no.11:1969-1973 W '60. 
(MIRA 13:11) 
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yoexcoz. 7 OG,220% TTP 004/B056 
AUTHORS: ° : _ Nesmeyeno’s Ae N., Rybinekay@s Me Les slonimskiy, &- Le 
| QITLE: 7 oe syntheste bof Polymers on the Basis of g-chLorovinylketones. 


soyedineniya, 1960s Yol. 2, No. 4» 


PERIODICAL: yysokomolekulyarnyye 
BPs 526-528 


g have studied compounds of B-chloro- 


viny Kochetkov (Ref. 5), which they obtained 
from acyl i n the presence of ALCL: . In the presen: 
on of p-phenylene jamine or : 
oniumchloride, which they : 
. obtained by ketone with trimethylamine. 
N,Nt-di-(6- h contain either @ 
. pC ely group p-C gH ,-CgHy 
group (decomposition fempe goc). A dire 
, ° H-monosubdstituted products. 


g-chlorovinylketone leads only + 
f Nt -ai-(B-benzoyldivinyl diamines with copper acetate chelate give 
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synthesis of Polymers on the Basis of s/190 60/002/004/009/029 
' §-Chlorovinylket ones B004/B056 


compounds of_the two types: 


’ 
a | 
wile cen . 


. aera pee ee, 
Polyme ide gives fine-disperse 


powders. ter), brownish 
scales are 


up to 

showed a microcr 

(Table), and with inereasing magne 

Resistivity decreases from > 10713, ohn. 

at 247°C. Furthor, 2 non-melting, black 

when heated redhot, but which only slowly becomes ric 
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8,508 


synthesis of Polymers on the Basis of s/190/60/002/004/909/026 
g-Chlorovinylketones B004/B056 


produced by 2 separate polycondensation of methyl-$-chlorovinylketone 
after 20 to 30 days. On the basis of the positive iodoform reaction and 
the infrared spectrum, the authors presume the structure 


C=CH- . According to the X-ray analysis, this compound is amorphous. 
n 


! 

cocH, 
Its magnetic susceptibility also decreases with increasing magnetic field 
strength. This polymer catalyzes the oxidation of alcohols (CHz0H at 
250°C, CoHgOH at 170 ~ 250°C) by means of air, as well as the 
dehydrogenation of ethanol at 350 - 400°C. These processes are continued 
to be investigated. The authors express their gratitude for the 
investigations carried out at the laboratories of INESO (Institute of : 
Elemental-organic Compounds), IOKh (Institute of Organic Chemistry), and 
IKhF (Institute of Chemical Physics of the AS USSR under the supervision 
of I. ¥. Obreimov (infrared spectra), A. I. Kitaygorodskly (X-ray 
analysis), Ae Me Rubinshteyn (electric and magnetic measurements), and 
L. A. BlyumenFel'a (epr spectra). There are 1 table and 6 references: 
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81,508 - 
synthesis of Polymers on the Basis of SO aa 
g-Chlorovinylketones 


5 Soviet and 1 US. 


ASSOCIATION: Institut elementoorganicheskikh soyedineniy AN SSSR 


(Institute of Elemental-organic Compounds AS USSR) 


SUBMITTED : December 31, 1959 
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Pcouseealll A: MOL" YANINOVA, Ye.E.; SOLOV 1 YEVA, H.P.; OGORODHIEOVA, Ye.A.; 
VASIL?YRVA, Ye.I.; ZAEHARAIH, Lele; SHETIAEOVA, H.W 


lactones based on athylene 
Synthesia of macrocyclic lactones and ox 
é . 05 n0.'ts371-376 60. 
and carton tetrachloride. Zhur. ¥KHO 5 fare 538) 
1, Chlen-korraspondent Akademii nauk SSSR (for Freydlina). 
(lactones ) 
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NESHEYANOV, A.H., akadenik 
six questions answered by 


Present and future of sciences : 216-17 ‘60. 
Acadenician.AeleHesnetancy. Tekxh.Zol. er uae (HIBA 13:7) 


(Science) 


APPROVED FOR RELEASE: Monday, July 31, 2000 CIA-RDP86-00513R001136620( 


"APPROVED FOR RELEASE: Monday, July 31, 2000 CIA-RDP86-00513R001136620 


WESMEYANOV, AN., adademik 
= SST es 
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68618 
3/020/60/130/05/c21/061 
poe A. He» Academician, BO11/BO05 
azonova, Ve As, Drozd, Ve Ne 
a 


Some Reactions of the Halogen Derivatives of Ferrocene. 
Ferrocenylanine. Ferrocenylacetate 


aay Akademii nauk SSSR, 1960, Vol 150, Nr 5s pp 1030-1032 
USSR 


The purpose of the paper ig the synthesis of ferrocenylanine, 
ferrocenylacetate, N-ferrocenylphthalimnide, N-acetylferro- 
cenylamine, end ferrocene carboxylic acid nitrile. The paper 
continues previous investigations by the authors (Ref 1, 
together with E. G. Perevalova and 0. A. Nesmeyanova: Refs 2,3). 
As further investigations have shown, the exchange of the 
halogen in halogen ferrocenes by reaction with the salt of the 
bivalent (and monovalent Cu,(CN 9) copper is a method generally 
applicable for substitution of thS halogen atom in the ferrocene 
ring by copper-bound radicals. The gubstitution of the halogen 
in halogen ferrocenes by an acetoxy group proceeds even more 
smoothly than previously described by the authors in aqueous- 
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Some Reactions of the Halogen Derivatives of s/020/60/150/05/021/061 
Ferrocene. Ferrocenylamine. Ferrocenylacetate BO11/B005 


alcoholic solutions by boiling with copper acetate for 15 min. 
The yield in ferrocenylacetete is 9073 ee Soheme). N-ferro- 
cenylphthelimide is formed by heating 135-140°) the mixture 

of halogen ferrocene with copper phthalimide (see Scheme). By 
the action of hydrazine hydrate, the N-ferrocenyl phthalimide 

is easily transformed into ferrocenylamine with a total yield 

of 50%. The ferrocenylamine was identified as N-acetylferro- 
cenylemine. The halogen may also be replaced by the phthalimide - 
group by boiling in an aqueous-alcoholic golution for 2 h. 

The method described here for preparing ferrocenylamine is 
certainly more convenient then the methods described in 
references 4 and 5. Bromoferrocene reacts with copper cyanide, 
and gives a good yield in ferrocene carboxylic acid nitrile. 

Phe reaction proceeds less readily with chloroferrocene. 
Previously, the nitrile was prepared by other methods (Refs 657)» 
There are 6 references, 5 of which are Soviet. 


ASSOCIATION: Moskovakiy gosudarstvennyy universitet im. M. ¥. Lomonosova 
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Some Reactions of the Halogen Derivatives of 3/020/60/130/05/021/064 pee 
Ferrocene. Yerrocenylamine. Ferrocenylacetate BO11/B005 


SUBMITTED: November 12, 1959 
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S72700(8) Bocce 
AUTHORS: ° Nesmeyanov, A. N., Academician, 3/020/60/131 /05/029/069 
Sazonova, V. A., Drozd, VY. N., Nikonova, BO11/Bt17 
Le A. 
TITLE: 1-(1'- alogenferroceny!) Boric aches the Synthesis of Paccovene 
Derivatives 


PERIODICAL: Doklady Akademii nauk SSSR, 1960, Vol 151, Nr 5, pp 1086-1091 (USSB) 


TEXT: The authors proved in their paper that the reaction of 1,1'-ferrocenylene 
diboric acid with cupric chloride or bromide performed in a mixture of benzene 
and water yields 1-(1!-chloroferroceny2) and 1-(1'-bromoferrocenyl) 

boric acid. Cupric chloride or cu ric bromide must, however, be used in a 
quantity corresponding to one B(OH) > group. The structures of 1-(1'-halogen- 
ferrocenyl) boric acids were established by means of the preparation of the 
corresponding halogenferrocenes by hydrolysis in the presence of zinc salts. The 
1-(1'-halogenferrocenyl) boric acids react in s similar way to the aryl boric 
acids with mercury salts, yielding the corresponding mercury compounds of ferro- 
cene: 1-(1'-chloroferrocenyl) mercury chloride and 1-(1'-bromoferrocenyl) mercuric 
bromide. They are easily symmetrized by sodium thiosultate to yield di-1-(1'- 
chloroferrocenyl) mercury and di-1,1-(1'-bromoferroceny1]) mercury. From the two 
last-mentioned substances, the authors prepared 1'-chloro-1-iodoferrocene and 
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1-(1'-Halogenferrocenyl) Boric Acids in the 3/020/60/131 /05/029/069 
Synthesis of Ferrocene Derivatives BO11/B117 


1'-bromo-1-iodoferrocene which have hitherto been unknown. The procedure used #as 

the same as the one described for ferrocenyl mercury chloride (Ref 2). When an . 
attempt was made to prepare heterocyclic chlorobromoferrocene by reacting cupric t 
chloride with 1-(1!-bromoferrocenyl) boric acid, 1,1'-dichloroferrocene tot Scheme) 
was obtained. The latter reaction confirms the simple substitution of the halogen 

in the ferrocene ring in the presence of copper salts, which has previously been | 
established by the authors (Ref 3). There are 3 Soviet references. 


ASSOCIATION: Moskovskiy gosudarstvennyy universitet im. M. ¥. Lomonogove 


(Moacow State University imeni HM. V. Lomonosov) 


SUBHITTED: January 7, 1960 
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573 700(B) 


AUTHORS: Freydlina, R. Kh., Corresponding Member AS USSR, Chukovakaya, 
Ye. Ts. Taao-l, Hesnsyenoy, A. N., Academician 


TITLE: The Formation of Unsaturated Organosilicon ae During the 
Interaction of Silicohydrides and Olefines in the Presence of 
Iron Pentacarbonyl 


PERIODICAL: Doklady Akademii nauk SSSR, 1960, Vol. 152, No. 2, pp. 574-377 


TEXT: The reaction between silicon hydrides and olefinesa in the presence of 
fron pentacarbonyl frequently takes place in two directions (Schemes (1) and 
(2)). An excess of silane however, proved to be favorable for the reaction 
course according to scheme (1), and develops R'R"R' SiCHoCHoR, while an 

olefine exceas develops R'R*R"'SiCH==eCHR (2). The diraction of the reaction is 
influenced by another important factor, namely the structure of silicon 

hydride. Thus methyl-dichlorosilane favors the development of saturated 
reaction products, while triethyl silane is better suited for the development 
of unsaturated compounds. Thus, tetraethylsilane and a small amount of symmetric 
hexaethyl disilyl ethane develop during the reaction between triethyl silane 
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The Formation of Unsaturated Organosilicon s/020/60/132/02/36/067 
Compounds During the Interaction of Siliconhydrides B011/B002 

and Olefines in the Presence of Iron Pentacarbonyl 


and ethylene (molar ratio of 321). With a ratio of 1:5, triethyl vinyl silane 
develops. The authors investigated the reactions of methyl dichlorosilane and 
ethylene, propylene and decene-1. In the case of ethylene (Ref. 1), methyl- 
ethyl-dichlorosilane develops. With the molar ratios between 1:4 and 1t7, no 
vinyl-methyl-dichlorosilane developed. Mixtures of saturated and unsaturated 
products developed with the two other olefines. In the case of decene, the 
composition of the mixture consisting of unsaturated products (namely 
CH,S1C1504 0849) and saturated (CH,S2C204 H91)) is little changed if the ratio 


between silane and decene is kept between 4:2 and 5t1. The mixture of 
CH,S1C1,0,H, (I) and cH,S1C1,0,H. (II) developing from the reaction between 
methyl dichlorosilane and propylene (3:1), contains 75% of (1) and 25% of (II). 
If the ratio is 1:4, the mixture contains 24% of (I) and 76% of (II). Iron 
pentacarbonyl is the only catalyst of the above reaction, and acts without any 
cocatalysts. In reaction (2) decene acts as hydrogen acceptor and is thus 
hydrogenated into decane. The authors assume thet a radical or cation of 


CH,S1C1,cH HCH CoH, 5 (a) develops during the reaction, with o representing 6 
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The Formation of Unsaturated Organosilicon 3 /020/60/132/02/36/067 
Compounds During the Interaction of Silicohydrides BO11/B002 
and Olefines in the Presence of Iron Pentacarbonyl 


positive charge or an unpaired electron. Particle A is hydrogenated during the i 
interaction with silane, while it is dehydrogenated during the reaction with 

olefine (see a somewhat simplified scheme). Intensity and structure of the above 
substances were proven by Raman and IR-spectre (taken by L. A. Leytes). Fig. 1 

shows the spectrum of (v) taken by the apparatus type IKS-14. V. F. Mironov, 

G. I. Nikishin are mentioned. There are 1 figure and 14 references, 15 of which 

are Soviet. 


ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk SSSR 


(Institute of Elemental-organic Compounds of the Academy of 
Sciences, USSR) 


SUBMITTED: February 5, 1960 
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5.3600 
AUTHORS : Kost, V- Ne, Sidorovas g. To, Freydlina, Re Khos 
Corresponding Member AS USSR, Nesmeyanov, Ao Ne, academician 


PITLE: Homolytic Addition of Hydrogen Bromide to 1-Fluoro-1, 
_ 4=Dichloropropene \ 


PERIODICAL; Doklady Akademii nauk SSSR, 1960, Vol. 132, Ho» 35 
pp. 606-608 


TEXT: The authors determined in their paper the divergent behavior of 
1-fluoro-1, {-dichloropropene in the reaction of the homolytic addition Wy 
from that of 1,1,1-trichloropropene> Two fluoro-dichloro-bromopropanes 

were obtained as 2 consequence of the reaction of the ¢-flnoro-1; 
4-dichloropropene with HBr at an ultraviélet exposure, 1-fluoro-1; 
1-dichloro-3-bromopropane and 1-fluoro-1 »2-dichLoro-3-bromopropane 

at a ratio 2:1. The reaction proceeded aa chain.reactior of free 

radicals. The addition of HBr to 1,1,1-trichloro-propene leads, under 

equal conditions, to @ single product? 1,1,2-trichloro-5-bromopropane. 
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Homolytic Addition of Hydrogen Bromide 3/020/60/132/03/32/066 
to 1-Fluoro-1, 1-Dichlorepropene BO11/B008 


Theat means, the reaction takes its course under a regrouping in the 
free radical {developing in the meantime ‘(aimilear to the case of the 
initiation of the reaction by benzoyl’ peroxide, Ref, 4). The acheme (I) 
illustrates the reaction of the fluoro-dichloro-propene with HBr. 
Apparently, the rate of regrouping of the. radical se pte e pw.) 
reduced considerably due to the stabilizing action of the fluorine in 
it. Thus, this rate gets commensurable to that of this radical with vw 
HBr. This double mode of reaction’of the free radical (with or without 
regrouping) 4s observed here for the first time. The authors proved 

the structure of the produced fluoro-dichloro-bromopropane on schemes 
(II) and (III) as well as by the production of the picrates and other 
reactions. There are 11 references, 9 of which are Soviet.. 


ASSOCIATION: Inatitut elementoorganicheskikh soyedineniy Akademii nauk 


SSSR (Institute of Elemental Organic Compounds of the 
Academy of Sciences, USSR) 


SUBMITTED: February 24, 1960 
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Leet 8172 
g/020/60/133/01/35/070 
BO11/B00 
573700(8) ? 
AUTHORS: Nesmoyanov, A. H., Academician, Sazonova, V. Ae» 
Sette Ty Wikonova, Le Ae 
TITER: ‘ryt errocensent Their Derivatives 


PERIODICAL: Doklady Akademii nauk SSSR, 1960, Vol. 133, No. 1, 
pp. 126 - 129 


TEXT; Ferrocenyl-allyl ester ig easily formed by heating oxyferrocene 
with allyl bromide in acetone in the presence of potash. By heating 
ferrocenyl-allyl ester at 215-220°C in nitrogen, it is decomposed up 
to oxyferrocene. Part of the ester remains unchanged. Claisen regroup~ 
ing could not be carried out with ferrocenyl-allyl ester (Ref. 2). The 
authora' considerations on the inetability of the “quinoid" state in 
the ferrocene molecule were confirmed by experiments on the oxidation 
of 1,1'-dioxyferrocene with air. The molecule decomposes and separates 
an inorganic iron compound. The resulting cyclopentadienone was isolat- 
ed ag a dimer. Furthermore, the authors compared the dissociation con~ Va 
atants of oxyferrocene and. phenol, and described 1,1'-dioxyferrocene 
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81724 
Oxyferrocenes and Their Derivatives 3/020/60/155/01/55/070 
8011/8005 


and ite derivatives. The pH-values of 0.005 M golutiona of oxyferrocene 
or phenol in 5% elcohol, which had partly heen neutralized with NaOH up 
to 30, 50, and 70%, ware measured at 17°C by means of a glass electrode 
and an JIN-5 (LP-5) potentiometer. Table 1 lists the values obtained 
for oxyferrocene. It shows thet oxyferrocene is a weaker acid than 
phenol. The authors synthesized 1,1 (.dioxyferrocene derivatives by using 
1,1'-ferrocenylene diboric acid. This acid reacta with copper acetate 
and forms 1,1'-ferrocenylene diacetate in a 41% yield. 1,1 '-dioxyferro- 
cene ester is obtained in a yield of 83% if a B(OH), group has previous- 


ly been substituted by @ halogen in this acid. When copper acetate acts 
upon 1-(1'-ferrocenyl halide) boric acids (synthesis: Ref. 5), the ace- 
toxy group substitutes both the halogen and the B( 0B)» group. 1,1'=di- 


bromoferrocene may also be used for the synthesis of ferrocenylene di- 
acetate (cf. Scheme: X denotes the halogen). The frequencies charac- 
teristic of the unsubstituted ferrocene ring are missing in the infrae- 

red spectrum of ferrocenylene diacetate. Hydrolysis of the firat-men- 

tioned compound (in a nitrogen atmosphere) and gubsequent acidification i 
or blowing through of co, yields yellow needles of 1,1'-dioxyferrocene, 
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Oxyferrocenesand Their Derivatives 3 /020/60/133/01/35/0T0 
B011/B005 


which is highly sensitive to air (cf. Scheme). The alkaline hydrolyzate 
could be used for synthesizing 1,1! -dioxyferrocene derivatives, i.¢., 
1,1'-dimethoxyferrocene, 1,1'-ferrocenylene dibenzoate, 1,1-ferro- 
cenylene dibenzosulfonate, and 0,0'=-(1,1'-ferrocenylene) diglycolic 
acid. All these derivatives ere stasle in air. There are 2 tables and 
1 references: 2 Soviet, 4 American, and 1 Swias. 


ASSOCIATION: Moskovakiy gosudarstvennyy universitet im. M. ¥V. Lomonosova 


(Moscow State University imeni M. V. Lomonosov) Wir 


SUEMITTED:. April 8, 1966 
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Nitration of triphenyloxonium and diphenylhalogenoniun 
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1. Moskovskiy gosudaratvenmnyy universitet imeni M.¥.Lomonosovae 
Oxonium compounds) 
(Halogenoniun compounds) 
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NESMRYANOV, A.N., akad.; PEREVALOVA, E.@.; STMJEOVA, NeA.; SHRYNKRL, 


———YacIy BERGETOVA, HD. 


Formation of the 1,2,J-ozadiasine ring in the reaction of 
1,1'-diacetylferrocene with aryldiazoniun compounds. Dokl AN 
SSSR 133 fo.42851-85% Ag ‘60. (MIRA 13:7) 


1. Moskovskiy gosudarstvennyy universitet iment M.¥.Lomonosova. 
(Oxadiezine) (¥errocene) (Diazonium compounds) 


APPROVED FOR RELEASE: Monday, July 31, 2000 CIA-RDP86-00513R001136620( 


"APPROVED FOR RELEASE: Monday, July 31, 2000 CIA-RDP86-00513R001136620 


aE erie cal SSF 1D Ces Ce 


pens SEE IT 


83136 


s/020/60/133/005/014/019 
B016/B060 


1312 
5. 2200 (B) 


AUTHORS: Pesmetaadendle» Academician, Perevalova, Ee Gey 
stynyuk, Yu. A. 


TITLE; Ferrocenyl Methyl Lithium | 4 


PERIODICAL: Doklady Akademii nauk SSSR, 1960, Vol. 133, Now 5, 
ppe 1105-1107 


TEXT; The authors previously described the production of ethers of 
ferrocenyl carbinol (Ref. 1). In the present study they used lithium to 
cleave ferrocenyl carbinol methyl ether dissolved in tetrahydrofuran. 
The resulting ferrocenyl methyl lithium was used to produce ferrocene 
derivatives. The authors proved furthermore that ferrocenyl carbinol 
ethers can be readily obtained by heating ferrocenyl carbinol with the 
respective alcohols in the presence of acetic acid. In this way, the 
authora obtained methyl-, ethyl-, and benzyl ethers of ferrocenyl 
carbinol in yields of 73, 80, and 72%. The ready formation of these 
ethers is explained by the stability of the ferrocenyl methyl 
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Ferrocenyl Methyl Lithium 8/020/60/133/005/014/019 
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carbonium ion (Ref. 2). The reaction conditions for the production of 
ferrocenyl methyl lithium are analogous to those indicated by H. Gilman 
et al. (Ref. 3) for the cleavage of benzyl ethers. Ferrocenyl methyl 
lithium smoothly reacts with trimethyl chlorosilane to give (ferrocenyl- 
methyl )-trimethyl silane in a 68% yield. Under the action of anhydrous 
ferric chloride, ferrocenyl methyl lithium yields 1,2-diferrooenyl 
ethane. New data regarding diferrocenyl ethanes produced by condensation 
af formaldehyde and benzaldehyde with ferrocene (Ref. 5), as well as by 
Friedel-Krafts's reaction (Ref. 8), will be published at the same time. 
There are 8 references: 4 Soviet and 4 US. 


ASSOCIATION: Moskovskiy gosudarstvennyy universitet in. M. Ve 
Lomonosova (Moscow State University imeni HM. V. Lomonosov ) 


SUBMITTED: April 18, 1960 
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Axouensene as an acceptor of hydride hydrogen. Dokl.4¥ 
SSSR 133 n0.621337-1339 Ag '60. (MIRA 13:8) 
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(Azobensene) (Hydrogen) 
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NESMEYANOV, Alle, akad.; BORISOV, A.Ya.; NOVIKOVA, HV. 


Atomic refraction of antiuony. Dokl. AH SSSR 134% no.1‘100-101 
8 '60. (MIRA 13:8) 
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(Antimony compounds ) 
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AUTHORS: Nesmeyanov, A. N., Academician, Nogina, 0. V., and Berlin, 


4 


TITLE: Interaction of Cyclopentadienyl Sodium With Alkoxy Titanium 
_chlorides | 


PERIODICAL: Doklady Akademii nauk SSSR, 1960, Vol. 134, No. 3, 
pp. 607-608 


TEXT: The authors investigated the reactions of cyclopentadienyl sodium 
with alkoxy titanium chlorides, and isolated mono-W-cyclopentadienyl 
derivatives of titanium: cyclopentadienyl-triethoxy- and tri-n-propoxy 
titanium (see Diagram). They are colorless liquids distillable in vacuo 
and very sensitive to air moisture. The authors indicate the established 
and calculated yields and molecular weights of the two derivatives. As 
opposed to the ordinary alkoxy derivatives of titanium, the TT -cyclo- 
pentadienyl-trialkory derivatives are not associated in solutions, not 
even at a concentration of 1.7 mole%. The molecular weight of 

CoHg Ti (OCHS) 5, eryoscopically determined in benzene solution, corresponds 
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ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk 
SSSR (Institute of Elemental-organic Compounds of the 


Acadeny of Sciences, USSR 
SUBMITTED: June 9, 1960 
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to that of the monomeric compound. The authors proved the structure of 
W -cyclopentadienyl-triethoxy- and tri-n-propoxy titanium by conversion 
into the known (Refs. 7,8) cyclopentadienyl-titanium trichloride (see 
Diagram). Further, the authors allowed ethoxy-titanium trichloride to 
react with cyclopentadienyl sodium, and determined and calculated the 
physical constants of (C,H, ) Ti (OCH, )C1. The @ -cyclopentadienyl- 


trialkoxy derivatives of titanium ere decomposed by alcohols at 70-80°C 
within 1 h, while corresponding tetraalkoxy titanium and cyclopentadiene 
are formed. The latter was isolated as cyclopentadienyl thallium. By 
reactions of W -cyclopentadienyl-tri-n-propoxy titanium with acetyl 
chloride, the authors obtained mixed chloride alcoholates of W -cyclo- 
pentadienyl titanium: 1) cyclopentadienyl-di-n-propoxy-titanium chloride 
which is disproportionated by vacuum distillation; 2) cyclopentadienyl-n- 
propoxy-titanium dichloride. Both compounds are greenish-yellow, viscous 
liquids decomposing under the action of air moisture, but still storable 
at lower temperatures. There are 8 references: 2 Soviet and 2 US. 
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AUTHORS: Negmeyanov: A. N., Academician, Nogina, 0. V., and 
Dubovitskiy, V. A. 
TITLE? Slow Dissociation of the Assoziates of the Alkoxyl and 


Alkyl Derivatives of Metals in Solutions 


PERIODICAL! Doklady Akademii nauk SSSR, 1960, Vol. 134, No. 6, 


TEXT; In earlier papers (Refs. 1,2) the authors described the slow dis- 
integration of associates of the alkoxyl titanium(derivatives in dilute : 
benzolic solutions. In the present {investigation they observed that the iX 
phenomenon occurs also in the solutions of organic compounds of other 

metala. It was found that the degree of association in the alkoxyl 

derivatives of tin,? zirconium, and aluminun cryoscopically determined 

decreases with time and that within some hours 4¢ becomes equal to one. 

Fig. 1 shows the curves of the variation with time in the molecular 

weights of (n-¢ 870) 453 jn benzolic solution with a concentration of | 
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Slow Diasociation of the Associates of the  $/020/60/134/006/018/031 
Alkoxyl and Alkyl Derivatives of Metals B016/3067 
in Solutions 
0.100 mol% (Curve 1) and an analogous curve (2) for (n~C 4,0) ,27 (son- 


centration 0.161 mol%). The production method of tetra-n-propory-tin and 

of tetra-n-butoxy-zirconium (Refs. 4,5) and of cther products used ia 
described. Fig. 2 gives the analogeus curves (1.2,3) for 

(is0-C Hy) A108, in benzolic solution (concentration 0.099 mol%) and (x 


for (n-C,H0) yA as well as for (190-0 ,H,0) shi. The authors state that 


at constant concentration and temperature the dimer of triethyl aluminum 
in dilute benzolic solution slowly dissociatas to the monomer stage. 
Fig. 3 shows a curve similar to those already obtained for (CoH) ,Al, 


and Fig. 4 shows a curve for (nC ,Hg0) 473 (i) in nitrobenzolic solution 
as well as (2) for (n~C,H,0) ,Ti in dioxane solution. Curva (3) il- 


lustrates the variation in the molecular weight of tetra-en-propoxry~ 
titanium dissolved in cyclohexane. There are 4 figures ani 23 references: 
7 Soviet, 7 US, 2 French, 3 German, an? 4 British. 


Card 2/3 


APPROVED FOR RELEASE: Monday, July 31, 2000 CIA-RDP86-00513R001136620( 


“BEFROVER FOR RELEASE: Monday, Goold ety enue. CIA-RDP86-00513R001136620 


ig Sat Tat BAY) BPS a, ee Cees See 


82573 
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Alkoxyl and Alkyl Derivatives of Metals Bat face, pera 
in Solutions 
ASSOCIATION: Institut alementoorganicheskikh soyedineniy Akademii 


nauk SSSR (Institute of Blemental-organic Compounds of 
the Academy of Sciences, USSR) 


SUBMITTED: July 12, 1960 
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NESHEYANOV, A.N.,akademik; XRAVISOV, D.X. 


Atylmercury derivatives of nitrosophanols. Dokl. AN S88 135 
10 023 331-334 W ‘60. (HERA 13:21) 


lL Institué slenentoorganicheskikh soyadinenfy AN SSSR, 
(Phenol) (Mercury organic compounds) 
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AUTHORS : Nesmeyanov, A. N_, Academician, Rubinshteyn, A.M, 
Dulov, A. A. Stinkin, A. A., Rybinskaya. M. I., and 
Slonimskiy, G. L. 


TITLE: Study of Catalytic Properties of Polymers Produced on the 
Basis of Methyl-@-chloro-vinyl Ketone q 


FERIODICAL: Doklady Akademii nauk SSSR, 1960, Vol 135. No 3, 
pp. 609 ~ 612 | 


TEXT; The authors report on the continuation of their investigations of 

the properties of polymers produced on the basis of methyl-8-chioro-zinyl aN 
ketone (Refs. 1,2). These polymers show important electrical and magnetic 
properties; besides, they activate the oxidaticn and dehydrogenation of 
alcohols. In the present paper, the authors studied their physical 

properties, particularly their catalytic activity. Methyl -6-chloro-viny] 

ketone polycondenges itself automatically when standing for 20-25 days 

with gimultaneous geparation of HCl. The formula H(—C=CH—) Cl is 
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Study cf Catalytic Properties of Polymers 3/020/60/135/002/027/029 
Produced on the Basis of Methyl -§~chloro-vinyl BO16/B054 
Ketone 


ascribed to the resulting mixture of polymers. The best polycondensat::n 
is attained in a sealed ampoule. Otherwise, too much triacetyl benzene 1s 
formed. On prolonged heating to 400 C in vacuo'l( 12 torr), the polymers 
change (with simultaneous separation of water). Their carbon content in- 
creases. Apparently, there occurs a croton polycondensation on two 
adjacent acetyl groups each within the chain. or a polycondensation 
between individual chains by acetyl groups The authors assum? that 
practically both processes take place, since a certain oxygen amount of the 
carbonyl grovps is always left in the polymer. The authors studied the 
properties of polymers heated with and without ferric chlorid2 at 

400°C /12 torr for 6 h. Table 2 and Fig. 1 show their moet important 
physical characteristics as well as those of activated carbon and grephite 
A comparison With activated carbon (natural carbon polymer) shows that the 
polymers investigated have a very small specific surface (S) and a 
relatively large amount of unpaired spins. Fig. ! shows data of the change 
in specific electrical conductivity (0) with temperature Therefrom, the 
authors calzulated the activation energy of the conductivity (Ey. Table 2) 


They consider it possible that these polymers!Are semiccnductors with a 
Card 2/4 


APPROVED FOR RELEASE: Monday, July 31, 2000 CIA-RDP86-00513R001136620( 


"APPROVED FOR RELEASE: Monday, July 31, 2000 CIA-RDP86-00513R001136620 


i * x a. ES = SS = 


860h,3: 
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Ketone 


forbidden-zone width of 1.6 ev in the temperature range of 160-350°C The 
catalytic activity of the polymers was studied, besides that of activated 
carbon and graphite, by the example of oxidation of toluene with air to 
benzene and benzaldehyde in a continuous apparatus at 370-380 C. The 
authors conclude from the results that the polymera are very active in this 
reacticn. They think it important that the polymer with a specific surface 
of ~0.3 m /@ delivers the same yield of oxide products as activated carbon 
with a surface of 600 m°/g, i.e., the specific activity of the polymer 
exceeds that of activated carbon by three orders of magnitude. The authors 
point out tha> it is unclear as yet what is the reason for such an in- 
crease in activity of the polymer. They think it possible that this 
activity is due to an increased concentration of spins on the very small 
surface of the polymer. Further parallel catalytic and physical investiga- 
tions are recommended by the authors. There are 1 figure, % tables, and 

7 Soviat references. 
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SSSR (Institute of Elemental-organic Compounds of the = \ 
Academy of Sciences USSR). Institut organicheskoy khimii I 
“im. N. D. Zelinskogo Akademii nauk SSSR (Institute of ; 
Organic Chemistry imeni N. D. Zelinskiy of the Academy of 
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AUTHORS: Nesmeyanov, Ae Ney Freydlina, Re Khe, Kost, Ve Ney 
Khorlina, M. Ya., Sidorova, T. T., Petrova, R- Gey 
Terent'yev, Ae Be 


TITLE: Connection between the structure of polyalkylhalide radicals 
and their ability to regroup in solution 


PERIODICAL: Referativnyy zhurnel. Khimiya, no. 14, 1962,.178, abstract 
14Zh41 (Tr. po khimii i khim. tekhnol. (Gor'kiy], no. Iy 
\ 1961, 106-115) 


TEXT: A review of the authors’ ‘work on the homolytic ‘addition of HBr, 
CCl, Br, Bro, CoH SH and CeH, CH, SH to olefinga XCC1,CY = CH, (I), where 


X = Cl, F, Hs, cH, and Y « H, Cl, Br, cH,- The resulta of the work show vd 
thet the aforesaid reactions proceed according to the general scheme: 

I + HBr —> HCC1XCYCLCH, Br + COl1X « cYCH, Br + HCCLXCYC1CH,Cl. This a 
indicates that the initially formed polyalkylhalide radicals (PR) are 
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rearranged and then stabilized either by adding an H or by dehalogenation; 
moreover the latter leads to the chain of reaction being continued. The 
exception is compounds with X = F, which along with rearranged products 
also give producta which are not rearranged. It was found that the 
rearrangement of PR tends towards the formation of more stable radicala. 
A table of the relative stability of the PR is drawn up: 


C1, CHCLCH,Xx > C01, CHCH,X (when X = Br, Cl, ccl,, CH.) s 
6¢1,cc1 (CH, )CH,Br > CCl, C(CH, )CH,Br; €c1,cCl,cH,Br > CO1,CC1CH)Br; 
¢HC1CHCICH, Br > CHC1,CHCH,Br; CHCl, ¢clcH,Br > GHC1CC1,CH,Br; 


° t ° ° 
3CC1CHC1CH, Br > CH, CC1,CHCH, Br} CFC1,CHCH Br Rs CFC1CHCLCH,Br; 


CFC1CBEC1CH,Br *“CFC1,GBrCH,Br. 15 references. [abatracter's note: 
Complete translation. | 
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(Ketone) 


CIA-RDP86-00513R001136620( 


APPROVED FOR RELEASE: Monday, July 31, 2000 


"APPROVED FOR RELEASE: Monday, July 31, 2000 


CIA-RDP86-00513R001136620 


ae 


NESMEYANOV, A.M.; VOL'KENAU, NA. 
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367-368 F '61, (MIRA 14:2) 


1. Institut elementoorganicheskikh soyedineniy AN SSSR, 
(Chromium carbonyl) 
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AUTHOR ¢ _Nesmeyanov, AsN. » Academician 


TITLEs Opening speech of &.N. Nesmeyanov, Academician, 
President of the Academy of Sciences USSE 


PERIODICAL: Vestnik Akademii nauk SSSR, no. 3, 1961, 4 ~ 11 


TEXTs The following 18 members of the Akademiya nauk SSSR (Academy of 

Sciences USSR) deceased last year, i.ee, since the last general assembly: 
Academicianss I.E. Grabar*, history of art; W.S. Shatskiy, geology; I. 

& Trakhtenberg, economy; 4-4. Skochinskiy, mining; 4A.F. Yoffe, physics; 

I.&e Orbeli, philology and history. Corresponding Members of the AS USSRe 

$.& Lavochkin, aircraft designer; Ake Kapustinskiy, chemistry; M.A. 
Arzhenov, jurisprudence; V.I. Veyts, power economy; ¥.P. Bushinskiy, 

soil expert; V.4- Florin, hydroengineerings; V.I. Kovalenkov, cables; Vebe . 
Nikolayev, geology; P.F. Antipin, metallurgy; V.Ve Popov, entomology; f 
N.Ke Pshenitsyn, chemistry; 0.D. Levitskiy, geology. Furthermore, A.N. / 
Nesmeyanov submitted the 1960-report of the Academy of Sciences USSE. 
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The aims of the Academy are the followings to meet the increasing demands 
in national economy and culture; the largest possible support of the Con- 
munist Party in the realization of their resolutione. The annual increase 
in the number of experts is approximately 9%. The number of acientists at 
present amounts to 350,000. Out of a total of 10,500 Dootgrs, and 95,000 
Candidates, there are now 161 Academicians, 369 Corresponding Members, 
1362 Doctors, and 7618 Candidates of Sciences occupied by the Academy of 
Sciences USSR. In the whole country, there ere approximately 3,500 inde- 
pendent institutions of various kinds 1600 of which are acientifis ree 
gearch institutes. Buring 10 years, 31 institutea were founded within the 
system of departments of the Academy, and another 41 in the Sibirskoye 
otdeleniye (Siberian Department) and their branches. The following in- 
stitutes are mentionede In the Otdeleniye fiziko-matematioheskikh nauk 
(Department of Physical and Mathematical Sciences) the institut Fiziki 
vysokikh davleniy (Institute of Physics of High Pressures); Akusticheskiy 
institut (Acoustics Institute), institut Poluprovodnikov (Institute of Se- 
miconductors); institut Prikladnoy geofizikti (Institute of Applied Geo- 
physics); institut Zemnogo magnetizma, donosfery i rasprostraneniyea ra- 
diovoln (Institute of Terrestrial Magnetism, Ionosphere, and Wave Props- 
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gation)s institut Fiziki Zemli (Institute of Physics of the Earth)} 
institut Fiziki atmosfery (Institute of Physica of the Atmosphere). In 
the Otdeleniye khimicheskikh nauk (Department of Chemical Sciences): the 
institut Elementoorganicheskikh soyedineniy (Institute of Elemental Orga- 
nic Compounds); institut Organicheskoy khimii (Institute of Organic Che- 
mistry) in Kazan"; institut Elektrokhimii coehi gi of Electrochemi- 
stry); institut Neftekhimicheskogo sinteza (Institute of Petrochemical 
Synthesis); institut. Khimii prirodnykh goyedineniy (Institute of Chemistry 


of Natural Compounds) In’ the Otdeleniye.biologicheskikh nauk (Department 
of Biological Sciences)# institut Biologicheskoy. fiziki (Institute of 
seeps institut Evolyutsionno; fiziologii (Institute of Evolution 


Physiology); institut Taitologii. (Cytological Institute); institut Ra- 
diatsionnoy i fiziko-khimicheskoy biologii (Institute of Radiation and 
Physicochenical Biology). In.the, Otdeleniye geologo-geograficheskikh nauk 
(Department: of Geological and Geographical Sciences): Geologicheskiy in- 
atitut (Geological Institute); ‘tnatitut Geologii.rudnykh mestorozhdenly, 
petrografil;. nineralogii i geokhimii- (Institute of Geology of Mineral :De- , 
posits, Petrogrephy, Minevalogy, and Geochemistry); institut Mineralogii, 
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geokhinti 4 Kkristallokhimii redkikh elementov (Institute of Mineralogy, 
Geochemistry and. Crystallochemistry of Rare Sop In the Otdeleniye 
tekhnicheskikh nauk (Department of Technical Sciences): . institut Radio- 
tekhniki i elektroniki (Institute of Redio Engineering and Electronics); 
institut. Elektronnykh ypreylyeyushchikh mashin (Igstitute of Electronic 
Control Machines); ‘institut .Blektromekhaniki (Electromechanical Institute). 
In the Departments of Social Sciences: institut Mirovoy ekonomiki i 
mezhdunarodnykh otnosheniy (Institute of World Economics end Internatio- 
nal Relations); ‘institut Russkogo yazyka (Institute. of the Russian lan- 
guage); institut Afriki (African Institute); institut Ekonomiki mirovoy 
sotaialisticheskoy aisteny (Institute of Economy of ‘the Socialist World 
System). In the Sibirskoye otdeleniye (Siberian Department): institut 
Matematiki s vychislitel'nym tsentrom (Mathematical Institute with Calou- 
lation Center); institut Gidrodinamiki (Institute of Hydrodynamics )}3 
institut Teoreticheskoy i prikladnoy mekhaniki (Institute of Theoretical 
and Applied Mechanics); institut Radiofiziki i elektroniki (Institute of 
Radiophysics and Electronics); institut Yadernoy fiziki (Institute of Nu- 
clear Physics);° institut Avtomatiki i eleKktrometrii (Institute of Auto- 
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mation and Electrometry); institut Peplofiziki (Institute of Heat Physics); 
institut Geologii i geofiziki (Institute of Geology and Geophysics); 
institut Eksperimental ‘noy biologii i meditsiny (Institute of Experimental 
Biology and Medicine). Furthermore, the shortage of workrooms in the 
institut Geografii (Institute of Geography), institut Mirovoy literatury 
(Institute of World Literature), and the Laboratoriya gidrogeologicheskikh 
problen (Laboratory of Hydrogeological Problems) was pointed out. Some 

of the Institutes have to be transferred from Moscow. The Institut lesa 
(Forest Institute) has been trensferred to Krasnoyarsk, and the Morskoy 
gidrofizicheakiy institut ( titute) to Sevastopol’. 
The Acedeny started to buil 

Serpukhove Near Leningrad, 

Fiziko-tekhnicheskiy institut 

out. The Institutes of Koltushe 

Construction work is conducted in Kazan', : 
(Kol'skiy Peninsula) and especially in the Novosibirs / 
scientists. During the last 10 years, the Academy: of Sciences USSR turned 
its branches into Academies of the USSR. Above all, such scientific cen- 
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ters have to be established in Siberia, Dal'niy Vostok ((Soviet) Far East), 
in the Urals and in the Povolzh'ye (Volga Region) (Gor*kiys Kuybyshev, 
Saratov, and Stalingrad). fhe number of scientific publications increased 
from 13,948 papers in 1950, to 723800 in 1960. Publications of books in-= 
creased by @ threefold, and those of. periodicals by a ninefold. The amount 
of. publications by the Institut nauchnoy 4 tekhnicheskoy informetsil (In- 
stitute of Scientific and Technical Information) increases continuously. 
Since 1953, the number of Referativnyy ghurnal editions increased by the 


42-fold. So far, the Institute collected over 3,000,000 papers. The an- 
nual output of the printing works of the Academy of Sciences USSR at pre- 
sent amounts to 60,000 papers. In chemistry, scientists concentrate on 
high-molecular compoundse In the field of biology, good results were ob- 
tained in ‘descriptive and field biology, faunology >» floristics, soil 


science, and agronomic sciencese The ‘eatablishment of a number of insti- 
tutes and the expansion of the Institut’ mikrobiologil (Institute of Micro- 
biology) atrongly- contributed to this development. in the field of me- 
tallurgy, the Institut netallurgil (Institute of Metallurgy) introduced 
the oxygen method and vacuum melting. As to power economy, the Acadeny 

of Sciences USSR developed the scientific bases for a uniform power economy 
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system (Yedinaya energeticheskeya sistema)E3C (YeES). Geological sciences. 
Large deposits of iron ore were discovered in the Yakovlevskoye rayon of 
the Kursk anomaly, and deposits of diamonds, petroleum and gas, nonferrous 
metals and rare metals in the Turgay rayon. Furthermore, an Otdeleniye 
ekonomicheskikh nauk (Department of Economic Sciences) is to be established 
Archeeologye Important finds were made in old Bussian cities such as 
Novgorod, Moscow, Kiyev, Chernigov and in (Soviet)Central Asia and (Soviet) 
Far Easte In conclusion, A.N. Nesmeyanov said it was the aim of the Aca- 
demy of Sciences USSR that Soviet science should hold the first place in 
the whole world. This, however, requires qualitative and quantitative in-. 
provements of the scientific teama. Ye.K. Fedorov, Academician, Scienti- 
fic Secretary in Chief, was called upon to give a report on “The results 
of acientific activity and the introduction of finished scientific studies 
of the Academy of Sciences USSR for the Year 1960". 


ASSOCIATION:  Akademiya nauk 39SR (Academy of Sciences USSR) 
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AUTHORS: Nesmeyanov, A. Nos Nogina, O. V., and Dubovitskiy, V. A. 
TITLE: Synthesis of dialkoxy (aryloxy) titanium oxides by ester 
interchange of di-n-propoxy-titanium oxide 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh 
nauk, no. 3, 1961, 457-441 


TEXT: The authors outlined the possibility of obtaining dialkoxy (aryloxy) 
titanium oxides and bis(triethyl-siloxy)titanium oxide by ester interchange 
of the easily accessible di-n-propoxy titanium oxide. (C,H.0) ,T10 and 


(1-C,H, ,0),T40, (n-CcH, ,0),TL0, (C¢H.0) ,Ti0, [ (c,8,) ,810] 120, hitherto not 


yet described, were prepared in this way. Diphenoxy titanium oxide was 
also prepared in the form of ita molecular compound with phenol, All 
experiments were carried out with completely dry raw materials under 
exclusion of atmospheric moisture. The ultrared spectra of these compounds 
were obtained on a double-beam UR-spectrophotometer. The spectra were 
taken of solutions of the substances in carbon disulfide and carbon tetra- 
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chloride, a8 well as of a paste in vagealin oil. But no characteristic 


frequencies were found in the range of 600-1400 on”! that could be 
assigned to the Ti==0 bond. Also titanium oxide bis-acetylacetonate was 
prepared by reaction of di-n-propoxy titanium oxide with acetylacetone. 
Thia compound was prepared by hydrolyeia by A. Jamamoto, 3. Kambara (sae 
below) who have assigned it 4 cyclic dimeric structure. Oryosoopia 
determination of the molecular weight of titanium oxide bis-acetylacetonate 
showed, contrary to this statement, that this compound has obviously the 
structure HAC. 2 er ie 

ue” (NTS 

Nc—07% || “omc 

HC 0 
and is @ monomer in dilute solutions. The attempt of carrying out the 
addition to the Ti=0 double bond in titanium oxide bis-acetylacetonate 
gave no addition product put dialkoxy titanium bis-acetylacetonate. Thus, 
the reaction proceeded according to the formula 


(C,H70,) 740 + si (OR), —_ (C,H,05),T1(OR)» + 0S1(0R).» 


CH 


* 
4 
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where R = Cotas n-C ,Ha. The authors thank L. A. Kazitsyna andG. 4: Rudenko 


of the Moskovakiy gosudarstvennyy universitet (Moscow State University) 
for determining the IR apectra of di-n-propoxy titanium oxide samples. 

N. A. Chumayevakiy is thanked for taking the IR spectra of the remaining 
compounds, which.was done at the laboratorya akad. I. V. Obreimove 
(Laboratory of Academiaian I. V. Obraimov) of the authors' association. 
There are 5 figures and 6 references: 5 Soviet-bloc and 3 non-Soviet- 
bloc. The referance to the English-language publication reads as followa: 
A. Jamamoto, S. Kambara, J. Amer. Chem. Soc. 79, 4344, 1957. 


ASSOCIATION: Institut elementoorganicheakikh soyedineniy Akademii nauk 
SSSR (Institute of Blemental-organic Compounds, Academy of 
Sciences USSR) 


SUBMITTED: January 8, 1960 x 
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AUTHORS : Braynina, E. M., Freydlina, R. Kh., and Nesmeyanov, A. N. 
MORGer ae 
TITLE: A new method of synthesizing zirconium tetraacyloxy 


derivatives 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 
no. 4, 1961, 608-612 


TEXT; The authors of the present paper studied the synthesis of zirconiun 
tetraacyloxy derivatives by allowing zirconium tetraacetyl acetonate to 
react with aliphatic carboxylic acida. Organic acids were found to react 
when heated with zirconium tetraacetyl acetonate, and to give neutral 
galts, separating acetyl acetone, according to the equation 


(C5H70,) 42z + RCOOH ———> (RC0Q) 42t + C,8 40): This reaction gives a 


quantitative yield of the end product after 3-8 hr. The reactions of 
zirconium tetraacetyl acetonate with valerianic, capronic, and enanthic 
acid were performed in the stream of dry nitrogen, by using these acids in 
excess. Liquid products were obtained which crystallized when stored, but 
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partially decomposed with high-vacuum distillation. Zirconium tetraacetyl 
acetonate reacted with q)-chloro-undecanoic, lauric, palmitic, and stearic 
acid in a molar ratio of 1: 4 of the components, in benzene or octane 
solution. Zirconium tetrapalmitate and zirconium tetrastearate resulted 
in the form of light powders. They partially decomposed on recrystalliza- 
tion. The advantage of this method is that the products separated from 
the reaction mixture are analytically pure without further purification. 
This was confirmed by tests for C, H, Zr, Cl. Substitution of acy loxy 
groups for the acetyl acetonate groups also takes place in the respective 
Manganese and cobalt compounds. Reaction of Manganese triacetyl acetonate 
and cobalt triacetyl acetonate with palmitic and stearic acid yielded 
manganese dipalmitate, manganese distearate, and cobalt distearate. The 
latter could also be obtained by reacting cobalt diacetyl acetonate with 
stearic acid in a dry nitrogen stream. There are 17 references: 43 Soviet-. 
bloo and 14 non-Soviet-bloc. The three references to English-language 
pudlications read as follows: R. N. Kapoor, R. C. Mehrotra, Chem.Industr. 
68 (1958); R. N. Kapoor, R. C. Mehrotra, J. Chem. Soc. 422 (1959); 

S- Prasad, V. Rama Reddy, J. Indian Chem, Soc, 35, 907 (1958). 
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ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk 
SSSR (Institute of Elemental Organic Compounds, Academy of 
Sciences USSR) 


SUBMITTED: February 6, 1960 
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Propenyl stereoisomers of tri- and pentavalent antimony, IzveAR 
SSSR Otd.khim.nauk no0.4:612-617 Ap 'él. (MIRA 14:4) 


1. Institut elementoorganicheskikh soyedineniy AN SSSR. 
(Antimony compounds) 
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5.4100 2209, WC4, 1282 B118/B208 


AUTHORS ¢ Neameyanov, A.N., Nogina, 0. V., and Berlin, A. M. 
TITLE s Mono-"-~cyclopentadienyl derivatives of titanium 


PERIODICAL: Akademiya nauk SSSR. Izvestiya. Otdeleniye khimicheskikh : 
nauk, no. 5, 1961, 804 ~ 807 


TEXT: The authors studied the reaction of sodium eyclopentadienyl with 
diethoxy~titanium dichloride 


OC oH. 
+ 3NaCl. 


ae 
do eee 
Cl 
The separated liquid cyclopentadienyi-triethoxy-titanium which was analyt- 
ically confirmed is not associated in solution, contrary to the common 
alkoxy-titanium derivatives. Its molecular weight, eryoscopically deter- 
mined in benzene. corresponds to that of the monomer compound, even in a 
concentration of 1.7 moie %. Its structure was confirmed by conversion 
with acetyl chloride to cyclopentadienyl titanium trichloride C_H_-TiCl.. 


55 5) 
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21,Ti(0C,H,), + 30H, Na-—>C 


547i (OCB) + (CoH. 
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Its melting point is by 20°C higher than that found by R. D. Gorsich (see 
below). The second yellow, crystalline product of the above reaction 
esrresponds to dicyclcopentadienyl titanium ethoxy-chloride. To obtain 
only cyclopentadienyl trialkoxy-titanium in the reaction of sodium cyclo- 
pentadienyl with alkoxy titanium chlorides, tri-n-propoxy-titanium chloride 
Was used as titanium derivative, which gave, as was expected, cyclopenta-~ 
dienyl-tripropoxy-titanium CoHTi(OC,H,), in a yield of 96 @ With acetyl 


chloride the latter gives eyclopentadienyl titanium trichloride: 


: i(OS_H.). + cocl—>G i 50H. CO ; 
C,H, 1(0 3H), 3CH,COC1—» sHTiCl, + 3 H,COOC.H, 


The reaction of sodium cyclopentadienyl with ethoxy~titanium trichloride 
took place according to the formula 


C1 
+ 2C.H.Na—WO.H, Pic + NaCl. 


C1,Ti0C KH, 545 5 He, 


0C 4, 


The attempt of an ester interchange of cyclopentadienyl triethoxy-titanium 
with propyl alcohol was unsuccessful, as this alcohol converts this 
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N-oyclopentadienyl compound to tetrapropoxy-titanium (C H,0),Ti under 


, 74 

mild conditions. Ethyl alcohol reacts Similarly forming tetraethoxy~- 

titanium (95 % yield) and cyclopentadiene (97 % yield, in the form of 

thallium cyclopentadienyl). To obtain mixed chloride alcoholates of n- X 


eyclopentadienyi titanium, CH5T1(OR)C1, and CoH-T1(OR),C1, R-cyclopenta- 


dienyl propoxy-titanium was allowed to react with acetyl chloride ( 132 


and 1:1), where CoH.Ti(OC,H )e1, and C,H. Ti(OC,H.) Cl; respectively, 


resulted. The reaction products are green-yellow viscous liquids, not 
stable to atmospheris moisture, but stable when stored at {i = 5°c. There 
are 11 references: 4% Soviet -bloc and & nen-Soviet-tlioc, The 4 references 
to English-language publications read as follows: C.L. Sloan, W. A. Barter, 
J. Amer. Chem. Ses. 62. 1364 (1959); M. A. Lynch. I. Cc. Brantley, Chem. 
Abstr. 52, '1126 (1958); aA. K. Fischer. G. Wilkingon, J. Inorgan. Nuclear 
Chem. 2. 149 (19563: R. D. Gorsich. 3. Amer. Chem. Soc. 80. 4744 (1958). 
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NESMEYANOV, A.N.; BORISOV, A.Ye.; SAVEL'YEVA, I.S.; OSIPOVA, M.A, 
Products of the addition of mercury salts to disubstituted 
acetylenes. Izv. AN SSSR. Otd.khim.nauk no.7:1249-1252 Jl ‘61. 

(HERA 14:7) 
1. Institut elementcorganicheskikh soyedineniy AN SSSR. 
(Acetylene) (Mercury salts) 
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1. Institut elementoorganicheskikh soyedinettiy AN SSSR. 
(Acrylic acid) 
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NESMEYANOV, A.N. 3 RYBIN, L.V.; RYSINSKAYA, MI. 


Addition of thiophenol to -cyan vin 
yl ketones. Izv. 
AH SSSR, Otd.khim.nauk no, 21451-1453 keg '61. (MIRA 1s:8) 
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AUTHORS: Nesmeyanov, A. N., Borisov, A. Ye., and Novikova, N. V. 
a ONT Ete Oe tay 
TITLE: Isopropenyl and vinyl compounds of tri- and pentavalent 
antimony 


PERIODICAL: Akademiya nauk SSSR. Izvestiya. Otdeleniye khimicheskikh 
nauk, no. 9, 1961, 1578-1582 


TEXT: Isopropenyl and vinyl derivatives of antimony of the types 
R,Sb, RoSb, R,Sbx, RSX, 3 where aa a ’ CH, =CH~; X= Cl, Br, I, were 
, 3 


synthesized in the present work. The authors had previously prepared cis- 

and trans propenyl derivatives of tri- and pentavalent antimony (Ref. 1: 

Izv. AN SSSR. Otd. khim. n., 1960, ve and pentavinyl antimony (Ref. 2: 

Izv. AN SSSR. Otd. khim. n., 1960, 952). Triisopropenyl antimony (CoH, 55>) x 


and trivinyl antimony (CgH Sb) were obtained by reaction of antimony 
trichloride with isopropenyl lithium, or vinyl magnesium bronide, 
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respectively. The compounds thus obtained react readily with halogens, 
forming derivatives of pentavalent antimony: R,3b + X —? B,Sbx,. Tri- 
isopropenyl antimony dibromide (CH, ,SbBr,), a white crystalline substance, 
M.D. 138°C, reacts with igsorropenyl lithium to give pentaisopropenyl 
antimony (c, 542680), a white amorphous substance, m.p. 60°C. Treatment 
a4 

of trivinyl antimony dibromide (CoH SbBr,, nr 6480) with vinyl negnesiun 
108455)» a slightly greenish 


liquid. Quantitative analysis showed that both pentaalkenyl antimony 
compounds were sufficiently pure. By treating these compounds dissolved 
in CHCl, with equimolecular quantities of bromine at -5°9C, the authors 


bromide leada to pentavinyl antimony (C 


obtained tetraisopropenyl stibonium bromide (C,H ,8bBr, leaf-shaped shiny 


crystals, m.p. 125-135°C) and tetravinyl stibonium bromide (CoH, ,SbBr, 


needle-shaped crystals, m.p. 53-54°C), respectively. Treatment with 
equimolar quantities of iodine at room temperature tetraisopropenyl 
atibonium iodine (C, 5H, )SbI, mop. 165-164°C) and, respectively, tetravinyl 
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stibonium iodine (CGH, ,SbI. m.p. 68-70°C) in crystalline form. On heating 


on an oil bath at 180°C, pentaisopropenyl and pentavinyl antimony form 
triisopropenyl antimony and trivinyl antimony, respectively. This was 
confirmed by bromination of the triisopropenyl antimony obtained, respec- 
tively distillation of the trivinyl antimony, which in the former case 
yielded triisopropenyl antimony dibronide, m.p. 137-138°C, and in the 
latter a colorless liquid, nee 1.5595, which was identical with trivinyl 


antimony. Trivinyl and triisopropenyl antimony react with thallium 


trichloride to give trivinyl entimony dichloride (CgH SbCl, liquid) and 
triisopropenyl antimony dichloride (CoH, .SbCl,, white crystals, m.p. 


102~105°C). In this reaction thallium ig transformed to the monochloride. 
There are 5 references: 2 Soviet and 1 non-Soviet. 


ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk 
SSSR (Institute of Elemental Organic Compounds of the 
Academy of Sciences U3SR) 


SUBMITTED: February 15, 1961 
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AUTHORS: .Nesmeyanov, A. N., Borisov, A. Ye., Golubeva, Ye. I., and 
Kovredov, A. I. 


TITLE: Reaction of free radicals with unsymmetric organic mercury 
compounds 


PERIODICAL: Akademiya nauk SSSR. Izvestiya. Otdeleniye khimicheskikh 
nauk, no. 9, 1961, 1582-1589 


TEXT: The authors studied the interaction of free radicals with a 

number of asymmetric saturated organo-mercury compounds with a view to 
elucidating the order in which radicals are aplit off by a radical reagent 
and establishing a sequence of radicals. The benzoyl peroxide initiated 
reaction of carbon tetrachloride with saturated organo-mercury compounds, 
discovered by A. Ye. Rorigsov (Ref. 6: Izv. AN SSSR. Otd. khin. n. 1951, 
524) waa used as example for thia atudy. The mercury compounds used were 
of the type RHgR' listed in the table. They were prepared either 
(compounds 11, 12, 13, and 14) by the method developed by R. Kh. 
Freydlina, K. A. Kocheshkov, and A. N. Nesmeyanov (Ref. 9: Zh. obshch. 
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khimii, 5, 1171 (1935)) or by means of the Grignard reaction. It was 
Observed that in the reaction RHER! + ccl, —> RHeCl + ENCES. the free 


radical cel, always combines in higher yield with a radical further left 


in the following sequence than with one further right: 
254,6-(CH,) ,C cH, a-Cy Has p-CH,C Hy 0-CH,C cH,» m-CH,C oH,» Coles CoHe, 
C,Ho» CeHKCH » CoH: If the radicalg are further apart in this sequence, 


the reaction ig frequently nearly quantitative. Fora chain reaction with 
radical mechaniam the order found shows a certain similarity to the 
sequence get up by M. 3. Kharagoh (J. Amer. Chen. Soc., 48, 3130 (1926), 
ibid., 54, 674 (1932)) for the heterolytic reaction. The course of the 
chain reaction may be represented as follows: 

(CgHC00), —) CH. + C6H5C00 + co, 


5 
CCl, + RHgR' —> RHe’ + R'CC1 


3 
7 RHe’ + cel, —> RHgCi + ctl;, etc. 
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The course of the reaction ia therefore determined by 
RHgR! + cel, —<— R'CCL, + RHg’ 


since in the further course of the reaction the RHg radical only 
participates the regeneration of the chloromethyl radical. The sequence 
established on the basis of decreasing proton affinity of the radicals 
corresponds to one based on decreasing affinity of the radicals towards 
the free radical cCl,. There are 1 table and 14 references: 5 Soviet- 


bloc and 9 non-Soviet-bloc. The two most recent references to English- 
language publications read as follows: R. E. Dessy, G. F. Reynolds, 
Jin Young-Kim, J. Amer. Chem. Soc. 81, 2683 (1959); S. Winstein, T. G. 
Traylor, J. Amer. Chem. Soc. 77, 3741 (1955). 


ASSOCIATION: Institut glementoorganicheskikh soyedineniy Akademii nauk 
SSSR (Inatitute of Elemental Organic Compounds of the 
Academy of Sciences USSR) 
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NESHEYANOV, AN; ANISMOV, K.N.s VALUYEVA, Z.P. 


Preparation of ethylcyclopentadienyltricarbonylmanganese. 
TeveAl SSSR.Otd.khim.nauk no.10:1780-1783 0 *61. (KIRA 14:10) 


1. Institut elementoorganicheskikh soyedineniy AN SSSR. 
(Manganese) 
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Reactions between organomagnesium compounds and (Ferrocenylmethyl; 
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N ‘61. (MIRA 14:11) 
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(Magnesium organic compounds) (Ammonium compounds ) 


¥ 
qr 


APPROVED FOR RELEASE: Monday, July 31, 2000 CIA-RDP86-00513R001136620( 


"APPROVED FOR RELEASE: Monday, July 31, 2000 


CIA-RDP86-00513R001136620 


Fear ener 


“FREYDLINA, ReKh.; KOPYLOVA, B.V.; NESMEYANOV, A.K. 
Tn 


a ; ai SSSH.0td.- 
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1. Institut elementoorganicheskikh soyedineniy all SSSR. 
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AUTHORS: Nesmeyanov, A. N., Academician, Kochetkova, N. 3., 
and Watérikova, R. Bo 


TITLE: Acetyl derivatives of pentaethane diferrocene 
PERIODICAL: Doklady Akademii nauk SSSR, v. 136, now 5, 1961, 1096-1098 


TEXT: The authors correct the composition of the substance previously 
termed “diferrocenyl ethane" by them (Ref. 1) (melting point 135°C). 
Aotually, this is a mixture of isomers: diferrocenyl ethane-1,1 
(melting point 147-149°C), and diferrocenyl ethane-1,2 (melting point 
192-192.5°C, small yuantity). This mixture was obtained by reacting 
ferrocene with 1,2-dichloro ethane in the presence of anhydrous AlCl 


> 
(in addition to pentaethene diferrocene, PEDF). The authors were able 


to isolate the isomers by a modified treatment of the reaction products, 
i.e., after chromatographic purification on aluminum oxide in benzene - 
n-heptane mixture (1:1). Diferrocenyl ethane-1,2 is identical with thet 
obtained by A. N. Nesmeyanov and I. I. Kritskaya (Refs. 4, 5), and 


Card 1/3 


APPROVED FOR RELEASE: Monday, July 31, 2000 CIA-RDP86-00513R001136620( 


"APPROVED FOR RELEASE: Monday, Ju 


ly 31, 2000 


Dae RESIS A ee 


CIA-RDP86-00513R001136620 


2 | Eas 


5 


20359 
s/020 61/136/005/017/032 
Acetyl derivatives of pentaethane oc. B1035/B208 


A. Ne Neameyanov, E. G. Parevalova, and Yu. T, Ustynyuk (Ref. 6). The 
authora further correct the confuaion (Refs. 4,559,10) of the conden- 
gation product of formaldehyde with ferrocene with a substance of the 
CH 
2 


structure C,,H re” Ne H.Fe (see Ref. 11). Actually, this 
10 8 ae Pa 10°8 
CHS 


condensation product was 1,2-diferrocenyl ethane. The authors acylated 
PEDF (Ref. 2) with acetic anhydride in the presence of 85% phosphoric 
acid, and obtained monoacetyl PEDF. This is a yellow powder, well soluble 
in alcohol, acetone, and benzene, slightly soluble in water and ether. 
Acylation by acetyl chloride in the presence of anhydrous aluminum 
chloride in methylene chloride (as the solvent) gave diacetyl PEDF and 
several polyacetyl PEDF. The former is an orange-yellow powder, and 

was recrystallized from n-heptane. The authors found that these acylation 
results confirm the structure of PEDF previously assumed by them. 

N. Ae Chumayevskiy studied the infrared spectra of the afore-mentioned 
acetyl derivatives. They disclosed a carbonyl group, and e free 
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ferrocene ring in monosoetyl PEDF. Diacetyl PEDF also contains the 
carbonyl group, but ita two acetyl groups belong to two aifferent rings 
of PEDF. The presence of two non-substituted rings in PEDF is thus 
thought to be confirmed. Both PEDF and its acetyl derivatives are 
amorphous, and have no distinct melting point. On heating, they gradually 
derken, and soften at 100°C. The heating curve taken with Kurnakov's 
k-55 (PK-55) pyrometer up to 200°C reveals neither exothermal nor 
andothermal effects. V. Ue Kozhin and Ye. I. Yarembash are thanked 

for thermographic measurements. Yu. Yue Samitov determined the spectra 
of nuclear magnetic resonance, which indicate an absence of methyl 
groups in PEDF. There are 1 figure, 1 table, and 11 references: 

6 Soviet-bloc and 5 non-Soviet-bloc. 
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